SUPPORTING INFORMATION

Synthesis and Spectroscopic Data
All manipulations were performed under an inert atmosphere of argon using standard Schlenk techniques. Dry, oxygen-free solvents were employed.
1 H, 13 Synthesis of complex 5: Potassium hexamethyldisilazide (47 mg, 0.24 mmol) and the iminium salt 4 (140 mg, 0.22 mmol) were weighed and dissolved in toluene (3 mL) in a glovebox. After 30 minutes, a solution of (PPh 3 )Cl 2 Ru=CH-o-Oi-PrC 6 H 4 [11] (100 mg, 0.17 mmol) in toluene (5 mL) was added. The reaction mixture was removed from the glovebox and was stirred at 60 °C overnight. The crude residue was then concentrated under vacuum. The desired product 5 was purified by column chromatography using a dichloromethane-pentane (40:60) mixture as eluant and isolated as a brown solid (53 mg, 30% PRh: C, 57.60; H, 7.03; N, 6.11. Found: C, 57.43; H, 6.47; N, 6.17 .
General procedure for cross metathesis reaction of allylbenzene with cis-1,4-diacetoxy-2-butene:
The catalyst (5 mol%) was weighed and dissolved in dichloromethane (1 mL). Then tridecane (27 µL, 0.11 mmol), cis-1,4-diacetoxy-2-butene (72 µL, 0.44 mmol) and allylbenzene (30 µL, 0.22 mmol) were added quickly. The reaction mixture was stirred at ambient temperature. At regular intervals, 50 µL of solution was sampled and added in a vial containing a 1 M solution of tris(hydroxymethyl)phosphine in isopropanol (0.4 mL). After stirring the mixture at 60 °C for 30 minutes, hexane (0.4 mL) and water (0.3 mL) were added. The organic layer was used directly for GC analysis .
General procedure for ring opening polymerization of COD: An appropriate amount of catalyst was weighed and dissolved in toluene (for polymerization in solution). After addition of COD, the solution was stirred at ambient temperature or at 55 °C for 24 hours. An excess of ethyl vinyl ether was then added to quench the catalyst. After stirring for an additional 30 minutes, the polymer was crashed out in methanol. The solid was washed several times with methanol and dried under vacuum.
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X-Ray Crystallographic Data
Complex 5 : C27   C21   C26  C20   C10   C8   C41  C39   O1   N3   C15   C3   C29   RU1   C37   C16   C38   C4   N2   C1   C31   N1   C33   C32   C36   C14   P1   C2   C30   C34   C35   C17   C5   CL2   C19   C7   C18   C6   C23   C11   C25   C24 C12 (1) 8714 (1) 1646 (1) 13 (1) Cl (1) 5819 (1) 7100 (1) 1895 (1) 21 (1) Cl (2) 8349 (1) 10201 (1) 1680 (1) 20 (1) P (1) 8813 (1) 6265 (1) 918 (1) 21 (1) O (1) 5725 (2) 10067 (2) 2006 (1) 18 (1) N (1) 8859 (3) 7063 (3) 1382 (1) 13 (1) N (2) 7403 (3) 6910 (3) 981 (1) 13 (1) N (3) 8777 (3) 4802 (3) 1017 (1) 26 (1) C (1) 7758 (3) 7584 (3) 1324 (1) 13 (1) C (2) 9892 (3) 7321 (3) 1639 (1) 15 (1) C (3) 9977 ( C (7) 10845 (3) 7914 (4) 1473 (1) 21 (1) C (8) 8927 (3) 6382 (4) 2252 (1) 21 (1) C (9) 9198 (4) 5348 (4) 2561 (1) 36 (1) C (10) 8412 (4) 7448 (4) 2477 (1) 34 (1) C (11) 10792 (4) 8596 (4) 1071 (1) 31 (1) C (12) 11628 (4) 8061 (5) 772 (2) 45 (1) C ( (1) C (22) 4042 (4) 5777 (4) 1102 (1) 33 (1) C (23) 8028 (3) 8911 (3) 425 (1) 18 (1) C (24) 8767 (4) 8553 (4) 73 (1) 38 (1) C (25) 7900 (4) 10288 (4) 454 (1) 27 (1) C (26) 8239 (5) 4224 (4) 1372 (1) 37 (1) C (27) 9178 (5) 3692 (5) 1662 (2) 58 (2) C (28) 7348 (5) 3238 (4) 1256 (2) 47 (2) C (29) 9396 (4) 3957 (4) 745 (2) 41 (1) C (30) 10709 (4) 4243 (5) 747 (2) 64 (2) C (31) 8836 (4) 3947 (5) 322 (2) 53 (2) C (32) 5923 (3) 9351 (3) 1249 (1) 17 (1) C (33) 5106 (3) 10309 (3) 1335 (1) 14 (1) C (34) 4425 (3) 10877 (3) 1031 (1) 19 (1) C (35) 3665 (3) 11815 (4) 1119 (1) 25 (1) C (36) 3579 (4) 12176 (4) 1517 (1) 29 (1) C (37) 4239 (4) 11625 (3) 1829 (1) 22 (1) C (38) 5006 (3) 10696 (3) 1734 (1) 15 (1) C (39) 5489 (4) 10193 (4) 2438 (1) 22 (1) C (40) 4383 (4) 9491 (4) 2526 (1) 27 (1) C (41) 6537 (4) 9719 (4) 2670 (1) 26 (1) _______________________________________________________________ (4) Ru(1)-C(1) 1.921 (4) Ru(1)-Cl(2) 2.3100 (10) Ru(1)-Cl(1) 2.3286 (10) Ru (1) (6) C(6)-C(7) 1.390 (5) C (7) (14) C (38)
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C (16) Cl (1) 246 (6) 179 (5) 222 (6) 19 (4) 69 (5) -49 (5) Cl (2) 169 (5) 168 (5) 258(6) -7(4) 6(4) -42 (4) P (1) 204 (6) 205 (6) 206 (6) -32 (5) 24 (4) 70 (5) O (1) 176 (15) 186 (15) 172 (15) -13 (12) 36 (12) 40 (12) N (1) 59 (16) 149 (17) 175 (18) -24(14) -2 (13) 22 (14) N (2) 147 (18) 119 (17) 120 (17) 11 (13) 22 (14) 12 (14) N (3) 370 (20) 126 ( (18) C (8) 160 ( (17) 37 (17) 3 (17) C (33) 150 (20) 110 (20) 160 (20) 29 (17) 11 (17) 18 (17) C (34) 160 (20) 160 (20) 250 (20) 29 (17) 1 (18) 17 (17) C (35) (1) 4338 (1) 2305 (1) 13 (1) Cl (1A) -3144 (1) 4661 (1) 1978 (1) 20 (1) Cl (2A) 1194 (1) 3624 (1) 2273 (1) 17 (1) O(1A) -2321 (3) 3476 (2) 2508 (1) 14 (1) N (1A) 1125 (4) 4826 (2) 1500 (2) 14(1) N (2A) 2190 (4) 5559 (2) 2495 (2) 14 (1) C(1A) -492 (5) 4803 (2) 3170 (2) 15 (1) C (2A) 917 (5) 5004 (2) 2109 (2) 15 (1) C (3A) 2792 (5) 5169 (2) 1488 (2) 17 (1) C (4A) 3313 (5) 5808 (2) 2135 (2) 17 (1) C(5A) -1336 (5) 4421 (2) 3505 (2) 16 (1) C(6A) -1234 (5) 4725 (2) 4163 (2) 19 (1) C(7A) -2063 (5) 4321 (3) 4453 (2) 21 (1) C ( (5) 2930 (3) 2036 (2) 28 (1) C(13A) -3074 (6) 2650 (3) 1406 (2) 25 (1) C(14A) -69 (5) 4311 (2) 943 (2) 17 (1) C (15A) 129 (5) 3590 (2) 619 (2) 19 (1) C(16A) -1116 (6) 3105 (3) 105 (2) 26 (1) C(17A) -2500(6) 3316(3) -85 (2) 27 (1) C(18A) -2635 (5) 4041 (3) 215 (2) 24 (1) C(19A) -1424 (5) 4557 (2) 732 (2) 19 (1) C (20A) 1687 (5) 3351 (2) 772 (2) 19 (1) C(21A) 1390 (6) 2539 (2) 689 (2) 27 (1) C(22A) 2854 (6) 3480 (3) 349 (2) 24 (1) C(23A) -1539 (5) 5361 (2) 1035 (2) 20 (1) C(24A) -3245 (5) 5484 (3) 879 (2) 27 (1) C(25A) -341(6) 5869 (3) 846 (2) 26 (1) C (26A) 2310 (5) 6008 (2) 3152 (2) 14(1) S16 C(27A) 1419 (5) 6563 (2) 3299 (2) 16 (1) C(28A) 1501 (6) 6973 (2) 3943 (2) 23 (1) C(29A) 2444 (6) 6854 (3) 4420 (2) 23 (1) C(30A) 3355 (5) 6325 (2) 4263 (2) 19 (1) C(31A) 3317 (5) 5893 (2) 3627 (2) 16 (1) C(32A) 481 (5) 6742 (2) 2784 (2) 19 (1) C(33A) -1303 (6) 6726 (3) 2827 (2) 27 (1) C (34A) 1358 (6) 7494 (3) 2814 (2) 26 (1) C (35A) 4360 (5) 5335 (2) 3467 (2) 20 (1) C (36A) 4073 (6) 4782 (3) 3779 (2) 27(1) C (37A) 6156 (6) 5757 (3) 3663 (3) 31 (1) Ru (1B) 7279 (1) 586 (1) 2640 (1) 13 (1) Cl (1B) 9298 (1) -76 (1) 2388 (1) 20 (1) Cl (2B) 5266 (1) 1199 (1) 2466 (1) 17 (1) O (1B) 9027 (3) 1576 (2) 2659 (1) 16 (1) N(1B) 4487(4) -686 (2) 2057 (2) 14 (1) N(2B) 4730(4) -249 (2) 3089 (2) 14 (1) C (1B) 8083 (5) 1085 (2) 3499 (2) 14 (1) C ( (5) 2277 (2) 4374 (2) 20 (1) C (7B) 10706 (6) 2974 (2) 4565 (2) 24 (1) C (8B) 11159 (5) 3221 (2) 4107 (2) 24 (1) C (9B) 10644 (5) 2777 (2) 3459 (2) 19 (1) C (10B) 9655 (5) 2079 (2) 3276 (2) 16 (1) C (11B) 9704 (5) 1679 (2) 2134 (2) 20 (1) C (12B) 11421 (6) 1572 (3) 2189 (2) 28 (1) C(13B) 8551 (6) 1133 (3) 1522 (2) 26 ( (2) 28 (1) C(22B) 3177 (6) 394 (2) 825 (2) 24 (1) C(23B) 6630(5) -1694 (2) 1793 (2) 19 (1) C(24B) 5340(6) -2316 (3) 1817 (2) 27 (1) C(25B) 8161(6) -1980 (3) 1675 (2) 26 (1) C (26B) 5427 (5) 67 (2) 3759 (2) 16 (1) C (27B) 6493 (5) -275 (2) 4013 (2) 18 (1) C (28B) 7193 (6) 64 (2) 4664 (2) 22 (1) C (29B) 6864 (5) 714 (2) 5047 (2) 21 (1) C(30B) 5755 (5) 1030 (2) 4787 (2) 20(1) C (31B) 5012 (5) 709 (2) 4143 (2) 16 (1) C (32B) 6863 (5) -1000 (2) 3606 (2) 20 (1) C(33B) 8693(6) -912 (3) 3609 (2) 27 (1) C(34B) 6241(6) -1621 (2) 3814 (2) 26 (1) C (35B) 3731 (5) 1034 (2) 3873 (2) 19 (1) C(36B) 2140 (6) 856 (3) 4091 (2) 27 (1) C(37B) 4299 (6) 1861 (2) 4051 (2) 27 (1) ______________________________________________________________________________ (4) Ru ( Cl (1A) 15 (1) 24 (1) 27 (1) 17 (1) 6 (1) 8 (1) Cl (2A) 17 (1) 18 (1) 22 (1) 12 (1) 7 (1) 8 (1) O (1A) 14 (1) 14 (1) 18 (1) 8 (1) 5 (1) 3 (1) N(1A) 12 (2) 17 (2) 14 (2) 8 (1) 4(1) 3(1) N(2A) 12 (2) 16 (2) 19 (2) 10 (1) 8 (1) 4 (1) C (1A) 14 (2) 12 (2) 19 (2) 8 (2) 3 (2) 1 (2) C (2A) 19 (2) 14 (2) 18 (2) 10 (2) 5 (2) 10 (2) C(3A) 10 (2) 23 (2) 19 (2) 10 (2) 4 (2) 4 (2) C(4A) 13 (2) 20 (2) 20 (2) 11(2) 7(2) 2(2) (2) 22 (2) 19 (2) 12 (2) 5 (2) 7 (2) C(31A) 13(2) 14(2) 21(2) 9(2) 5(2) 3(2) C(32A) 17 (2) 17 (2) 29 (2) 12 (2) 6 (2) 8 (2) C(33A) 21 (2) 24 (2) 43 (3) 20 (2) 7(2) 9(2) C(34A) 22 (2) 24 (2) 39 (3) 18 (2) 5 (2) 8 (2) C(35A) 20 (2) 21 (2) 20 (2) 7(2) 3(2) 8(2) C(36A) 31 (3) 23 (2) 30 (3) 13 (2) 4 (2) 13 (2) C(37A) 19 (2) 35 (3) 43 (3) 17 (2) 7 (2) 12 (2) Ru (1B) 12 (1) 14 (1) 16 (1) 8 (1) 5 (1) 4 (1) Cl (1B) 16 (1) 20 (1) 29 (1) 12 (1) 10 (1) 8 (1) Cl (2B) 14 (1) 17 (1) 24 (1) 12 (1) 4 (1) 6 (1) O(1B) 14 (2) 18 (2) 19 (2) 10 ( C(22B) 33 (3) 22 (2) 23 (2) 13 (2) 6 (2) 12 (2) C(23B) 21 (2) 18 (2) 19(2) 9(2) 5(2) 8 (2) C(24B) 26 (3) 23 (2) 35 (3) 16 (2) 5 (2) 5 (2) C(25B) 26 (3) 29 (3) 28 (2) 14 (2) 8 (2) 16 (2) C(26B) 14 (2) 20 (2) 18 (2) 10 (2) 6 (2) 3 (2) C(27B) 19 (2) 17 (2) 22 (2) 12 (2) 8 (2) 4 (2) C(28B) 23 (2) 26 (2) 21 (2) 14 (2) 4(2) 10(2) C(29B) 20 (2) 25 (2) 16 (2) 9 (2) 1 (2) 3 (2) C(30B) 19 (2) 21 (2) 21 (2) 10 (2) 7 (2) 4 (2) C(31B) 14 (2) 17 (2) 22 (2) 11 (2) 6 (2) 2 (2) C(32B) 24 (2) 21 (2) 20 (2) 11 (2) 6 (2) 12 (2) C(33B) 22 (2) 33 (3) 34 (3) 16 (2) 10 (2) 13 (2) C(34B) 32 (3) 22 (2) 29 (3) 14 (2) 10 (2) 9 (2) C(35B) 18(2) 20(2) 20(2) 9(2) 4(2) 9(2) C(36B) 20 (2) 34 (3) 34 (3) 16 (2) 8 (2) 13 (2) C(37B) 34(3) 22(2) 29(3) 12(2) 8(2) 12(2)
